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Abstract: The lithium (Z)-3,4,4-trimethyl-1-phenyl-2-penten-2-olate generated in situ
from tert-butyl(methyl)ketene and benzyllithium adds to benzaldehyde with relative
topicity lk, as shown by X-ray crystal structure analysis of the aldol adduct. Possible

reasons for this unusual steric course are discussed.

Recently we reported the regio- and ste-
reoselective formation of lithium ketone
enolates with tetrasubstituted double
bonds!. Trapping of unsymmetrical ket-
enes, generated in situ from BHT ester
enolates (BHT = 2,6-di-tert-butyl-4-me-
thylphenol, «butylated Zydroxy?oluene»),
was shown by NMR spectroscopy of the
corresponding silyl enol ethers to occur
from the less hindered side, thus providing
preferentially (Z)-enolates (see Scheme 1).
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Additions of these enolates to aldehydes
gave the aldol adducts with diastereoselec-
tivities of up to 99 %. In analogy to the less
substituted cases (Zimmermann-Traxler
model) we assumed, without proof, that
the combination of the two trigonal centers
proceeded with relative topicity u/®. We
have now realized an X-ray crystal struc-
ture analysis of the aldol 3 obtained from
the enolate 1 and benzaldehyde (2). Much
to our surprise, the product turned out to
possess the relative configuration /, as can
be seen from the ORTEP plot in Fig. 1.

Steric hindrance between the phenyl ring
of the benzaldehyde and the terz-butyl
group of the enolate is obviously too severe

(major Isomer)








